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(54) Superhard composite member and method of manufacturing the same 



(57) A sintered body holding diamond grains in a 
matrix of cemented cart>tde or cermet in a dispersed 
state is obtained by direct resistance heating and pres- 
surized sintering. The sintering is performed at a liquid 
phase generating tennperature in a short time, so that 
the diamond grains are not directly bonded to each 
other. Thus, a superhaid composite member which is 
excellent in hardness and wear resistance can be 
obtained without employing an ultra high-pressure ves- 
sel. 
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Description 

« 

BACKGROUND OF THE INVENTION 
5 Field of the Invention 

The present invention relates to a superhard composite member consisting of a sintered body of cemented carbide 
or the like which is composited with diamond grains, and a method of manufacturing the same. 

10 Description of the Background Art 

It is well known that a sintered body of WC cemented carbide or the like containing diamond is manufactured 
through an ultra high-pressure vessel of 5.5 GPa at 1 SOC'C under thermodynamically stable conditions (refer to Japa- 
nese Patent Laying-Open No. 53-136790 (1978). Japanese Patent Publication No. 61-58432 (1986). U.S. Patent No. 
IS 5,158.148 and the like). However, the sintered body manufactured by such a technique is disadvantageously at an 
expensive cost and restricted in shape. 

Japanese Patent Laying-Open No. 7-34157 (1995) (prior art 1) discloses a technique of sintering the material 
under thermodynamically instable pressure and temperature conditions for diamond in a solid phase thereby preparing 
a diamond composite member without employing an ultra high-pressure vessel, as one of proposals for solving the 
20 aforementioned problem. 

Japanese Paterrt Laying-Open No. 6-287076 (1994) (prior art 2) discloses a technique of direct resistance heating 
and pressurized sintering an inclination functional member having an inclination mixed layer consisting of a metal and 
ceramics between members of the metal and the ceramics with a molding outer frame and upper and lower push rods. 
In this case, the molding outer frame serving as one of electrical paths is varied in thickness thereby forming a temper- 
as ature gradient which is responsive to an inclined composition. The term **inclination mixed layer** indicates a layer having 
an inclined composition, i.e.. a concentration gradient (composition change) of the components. 

On the other hand, U.S. Patent No. 5.096.465 (prior art 3) discloses a technique of preparing a composite member 
hokfing metal-coated superhard grains of diamond or CBN in a binder phase by infiltration. 

In the prior art 1 . however, the material is sintered in a solid phase, and hence bonding strength between the dia- 
30 mond and a metal binder is so insufficient that the diamond may be dropped out. 

The prior art 2 is not directed to a diamond composite member, dissimilarly to the present invention. 

In the infiltration of the prior art 3. the diamond variance depends on the grain sizes of the added diamond, i.e., the 
packing density of the diamond grains, and hence it is difficult to prepare a composite member having an arbitrary dia- 
mond variance with arbitrary diamond grain sizes. Further, it is difficult to prepare a dense composite member by the 
35 infiltration, and this disadvantage is particularly remarkable in a large-sized or heteromorphic member. 

Thus, a strong diamond composite member having a sufficiently dense and homogeneous structure, which is pre- 
pared without employing an ultra high-pressure vessel, has been awaited. 

SUMMARY OF THE INVENTION 

40 

An object of the present invention is to provide a superhard composite member having a sufficient dense and 
homogeneous structure which can be manufactured without employing an ultra high-pressure vessel, and a method of 
manufacturing the same. 

The inventive composite member is adapted to attain the aforementioned object, and contains a hard phase of at 
45 least one element selected from a group of WC. TiC. TiN and Ti(C. N) a binder phase consisting of an iron family metal 
and diamond grains, which are formed by direct resistance heating and pressurized sintering. In other words, the inven- 
tive composite member is a sintered body, holding diamond grains in a matrix of cemented carbide or cermet in a dis- 
persed state, which is ot>tained by direct resistance heating and pressurized sintering. In particular, a member 
composited with diamond grains is preferably prepared from a hard phase of WC cemented carbide, i.e.. WC. and a ^ 
50 binder phase of Co or Ni. This is because WC cemented carbide has high rigidity and is excellent in strength and tough- 
ness. The binder phase is preferatHy prepared from an iron family metal such as Co. Ni. Or or Fe. The inventive com- 
posite member may contain unavoidable impurities, as a matter of course. Examples of the unavoidable impurities are 
Al, Ba. Ca. Cu. Fe, Mg. Mn. Ni. Si. Sr. S. O. N. Mo. Sn. Cr and the like. 

The direct resistance heating and pressurized sintering can be completed in a short time within 10 minutes since 
55 the sintered material can be rapidly heated, pressurized and cooled by resistance heating without employing an exter- 
nal heater. Therefore, the time for exposing the sintered material to a high temperature can be reduced as compared 
with the case of merely reducing the maximum temperature holding time in conventional pressure sintering, so that the 
sintering can t>e ended with no transformation of diamond to graphite. Further, the bonding strength between diamond 
and the matrix can be increased by the direct resistance heating and pressurized process, although the reason for this 
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has not yet been clarified. In addition, it is also possible to accelerate the sintering by generating plasma between the 
grains through a pulse cunrent. Thus, a performance merit specific to the inventive composite membe-. which has been 
impossible to attain through the conventional pressure sintering, can be attained by the direct resistance heating and 
pressurized sintering. Further, the inventive composite member can be manufactured in a short-time cycle, whereby 
5 cost reduction can be expected due to improvement in the rate of operation of equipment. 

In addition to the aforementioned factors, the inventive composite member preferably comprises the following fac- 
tors independently of or in combination with each other: 

(1) The resistance heating and pressurized sintering is performed under such conditions that diamond is thernx)- 
10 dynamically metastable and a liquid phase is present. 

In a composite merrber manufactured by the conventional method employing an ultra high-pressure vessel, 
the material is sintered in a thermodynamically stable state of dianKsnd at a temperature exceeding the eutectic 
point of diamond and the binder phase of Co or the like. Thus, it has been said that diamond grains repeat a proc- 
ess of being dissolved in Co of a liquid phase and re-deposited on diamond surfaces during sintering to result in 
1$ direct bonding (D-D landing) of the diamond grains and formation of skeletons, thereby improving the strength of 
the sintered body 

According to the present invention, on the other hand, the material is sintered in a metastable state of diamond, 
and hence dissolution of diamond grains in the binder phase is suppressed to the utmost so that diamond grains 
once dissolved in the liquid phase are not re-deposited as diamond. Thus, no direct bonding of diamond grains is 

20 caused and improvement in strength of the sintered body is attained by the matrix of cemented carbide or the like. 
Further, the direct resistance heating and pressurized sintering is completed in a short time, whereby diamond can 
be inhibited from being transformed to graphite even if the material is sintered under presence of a liquid phase, 
and a dense sintered body can be manufactured due to formation of the liquid phase. Therefore, sufficient sintered 
body strength can be attained due to improvement in bonding strength between diamond and the matrix, in addition 

25 to the excellent strength and toughness of the matrix itself. 

(2) (001) planes of WC crystals are particularly developed on a certain doss section of the composite member. 

When direct resistance heating and pressurized sintering is performed with formation of a liquid phase, an alloy 
structure having particularly grown (001) planes is easily obtained when WC is grain-grown through a dissdu- 
tion/re-deposition phenomenon. Due to the pressure sintering, further, the WC crystals are preferentially grown in 

30 a direction substantially vertical with respect to a pressure axis, whereby a section having particularly developed 
(001) planes of WC crystals can be obtained. The (001) planes exhibit the highest hardness in the WC crystals, 
and hence the inventive composite member provided with the section having the preferentially grown (001) planes 
presents an alloy section which is remarkably excellent in wear resistance, along with dispersion of superhard dia- 
mond. The inventive composite member may t>e so arranged on a sliding part or an impact part that the surface 

35 having the developed (001 ) planes serves as a working surface at need. 

(3) Assuming that V(001) and V(101) represent peak strength values of (001) and (101) planes of WC crystals by 
X-ray diffraction technique on a section which is vertical with respect to the pressure axis for direct resistance heat- 
ing and pressurized sintering respectively and H(001) and H(101) represent peak strength values of the (001) and 
(101) planes of the WC crystals by X-ray diffraction technique on a section which is horizontal with respect to the 

40 pressure axis respectively. V(001)/V(101) is larger than 0.5. and H(001)/H(101) is smaller than 0.45 respectively 
Orientation of WC crystals can be evaluated by X-ray diffraction. The JCPDS card descrit>es that a peak 
strength ratio of a (001) plane to a (101 ) plane is 0.45. and it comes to that an alloy having a value larger than 0.45 
has an alloy structure with preferentially grown (001) planes. In the present invention, it has been discovered that 
particularly excellent characteristics can be attained due to the aforementioned restriction of peak strength by X- 

45 ray diffraction. Planes which are vertical and horizontal with respect to the pressure axis may be applied to surfaces 
requiring hardness and toughness respectively in response to the object, and the degree of freedom in design can 
be improved with respect to the conventional alloy. The term "pressure axis" indicates an axis in a pressurizing 
direction in sintering. Further, the term 'section which is vertical with respect to the pressure axis" indicates a sec- 
tion of the composite member which is cut along a plane sutsstantially perpendicular to the pressure axis. arxJ the 

so term "section which is horizontal with respect to the pressure axis" indicates a section of the composite member 
which is cut along a plane substantially parallel to the pressure axis. 

(4) The binder phase contains Co. and the main crystal system of this Co is f.c.c. 

When sintering is performed while allowing appearance of a liquid phase, a dense superhard composite merri- 
ber having high bonding strength of diamond grains can be obtained and the main crystal system of Co can be sta- 
55 bilized in f.c.c, and impact resistance is improved in this case. While small amount of Co having a crystal system 
of h.cp. may be mixed due short-time sintering at a low temperature and quenching, excellent impact resistance is 
maintained also in this case. In order to determine the main crystal system of Co, a surface is mirror -polished so 
that WC on this surface is subjected to selective electrolytic etching and thereafter to X-ray diffraction. When the 
value of (peak strength of h.c.p.-Co(1 01 ))/(peak strength of f.c.c.-Co(200)) is smaller than 2.5, the main crystal sys- 
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tem of this sample is decided as fx.c. for the sake of convenience. 

(5) The composite member has apparent porosity satisfying the range of ADO to AOS and BOO to BOS in ISO stand- 
ards. Due to such a dense structure, a composite member having high diamond holding strength and excellent 
wear resistance can be obtained. The range up to A04 and B04 is particularly preferable. Further, at least 9S % of 

5 theoretical specific gravity is preferably formed. It is possikDle to evaluate whether or not the composite member is 

dense by mirror-finishing a section of the member and observing its structure with an optical microscope. 

(6) The liquid phase appearance temperature is higher than 1 300*^0. 

Under such a temperature that WC cemented carbide forms a liquid phase, the melting point of a eutectic com- 
position is 1320^0. and reaction t>etween diamond and cemented cart>ide can be expected at a sintering tempera- 

10 ture of at least 1350*^0 which is necessary for densely sintering the alloy, whereby a composite member having 
higher diamond holding strength than the prior art can be expected. While a temperature exceeding 1300*0 is con- 
siderably higher than that in the conventional method for sintering the material under diamond metastabte condi- 
tions, the direct resistance heating and pressurized sintering according to the present invention enables rapid 
temperature rise and short-time sintering, whereby an excellent composite member can be manufactured while 

IS inhibiting transformation of diamond to graphite. 

(7) Each diamond grain has an outer coating consisting of at least one metal selected from a group consisting of Ir. 
Os. Pt. Re. Rh. Or. Mo and W. 

While it has already been described that a sintering temperature exceeding 1300^*0 is preferable for obtaining 
a dense sintered body of WO cemented carbide or TiO cermet, diamond or OBN is readily attacked by the formed 
20 liquid phase under such a condition. The aforementioned metal coating is remarkably effective for preventing this. 
When each diamond or OBN grain is completely coated with such a metal, a partiailarly excellent effect can be 
attained for preventing deterioration of diamond. 

The thickness of the outer coating is preferably 0. 1 to 50 pm. This is because no effect of the coating is attained 
if the thickness is less than 0.1 pm. while wear resistance for serving as a hard material is reduced if the thickness 
25 exceeds 50 ^m. A particularly preferalDle range is 5 to 20 pm. This structure is not premised on the following inner 
coating. In other words, the outer coating is effective independently of the inner coating. 

(8) An inner coating consisting of at least one metal selected from Oo and Ni is provided between the outer coating 
and each dianx)nd grain. 

When the inner coating of at least one metal selected from Oo and Ni is provided between the outer coating 
30 and each diamond grain, it is possible to compensate for the disadvantageously small deformability of WO 
cemented carbide against application of a strong impact. Further, holding strength for the diamond grains is 
improved, to attain particularly excellent performance. The thickness of the inner coating is preferably 0.1 to 100 
iim. This is because no effect is attained if the thickness is less than 0.1 pm. while wear resistance for serving as 
a hard material is reduced if the thickness exceeds 100 pm. A particularly preferable range is 5 to 50 pm. The inner 
35 coating may alternatively be provided on each hard phase grain. 

(9) At least one element selected from a group consisting of W. Ti. Co and Ni is diffused in the outer coating. 

If diffusion of at least one element selected from W. Ti, Oo and Ni is caused in the outer coating, tending 
strength t>etween WO cemented carbide or TiC(N) cermet and diamond grains coated with a metal is improved, to 
attain excellent performance. 

40 (10) WO aystals which are larger than 3 pm in grain size are contained by at least 50 % of all WO crystals in area 
ratio in an arbitrary sectional structure. 

If WO crystals having grain sizes larger than 3 pm are contained by at least 50 % of all WO crystals in area 
ratio, it is possible to provide a composite member having excellent characteristics against application of a strong 
impact to be employed for a mine civil engineering tool or the like. 
45 (1 1 )-[1 J The mean grain size of WO forming the hard phase is smaller than 1 pm. 

In this case, improvement in hardness can be attained due to the small grain sizes of WO. 

(1 1) -[2] WO crystals which are smaller than 1 pm in grain size are contained by at least 10 to 35 % of all WO crys- 
tals in area ratio in an arbitrary sectional structure. 

When the WC crystals having grain sizes smaller than 1 pm are contained by 10 to 35 % of all WO crystals in 
so area ratio, hardness of cemented carbide is improved. Due to the small WO grain sizes, the liquid phase readily 
infiltrates into the WO grains by capillary tube power even in the short-time sintering according to the present inven- 
tion, whereby the sintering property is preferably improved. 

(12) The mean grain size of WC is smaller than 3 pm. and that of diamond grains is smaller than 10 pm. In partic- 
ular, it is preferable that the mean grain size of WC is 0.1 to 1 .5 pm. 

55 Due to this structure, an excellent composite member can be provided for application to a sliding wear resistant 

material such as a bearing for a machine tool or the like or a wood tool tip or a wire drawing die receiving relatively 
weak impact force. More preferably, the mean grain size of WO is smaller than 1 pm. and that of diamond grains is 
smaller than 3 pm. 

(13) Free cartx>n is present in the interior. 
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K free cart)on is present in cemented carbide, i.e.. when cai1x>n is present in the binder phase in excess, it is 
possible to expect such an effect that diamond is hardly dissolved in a liquid phase as carbon when the liquid phase 
is caused during sintering. This free carbon has excellent lubricity, whereby the composite member attains self 
lubricity when the same is applied to a sliding wear resistant material or the like. 
5 (14) At least one element selected from cartsides of elements belonging to the groups IVa. Va and Via of the peri- 

odic tattle and Si is deposited on at least a part of the interface between the hard phase arKl diamond. 

When at least one element selected from the elements belonging to the groups IVa. Va and Via of the periodic 
table and Si is employed as raw material powder, this element selected from the elements belonging to the groups 
IVa. Va and Via of the periodic table and Si reacts with cartx)n for forming a cartjide even if diamond is dissolved 
70 as cart>on in the liquid phase of the binder phase, to be capable of contributing to improvement in hardness of the 
composite member. 

(15) The mean grain size of diamond grains is 10 to 1000 pm. 

Surface areas of fine diamond grains which are smaller than 10 pm in mean grain size are so large that dia- 
mond is readily transformed to carbon, while strength is disadvantageously reduced if the mean grain size of dia- 
15 mond exceeds 1000 pm. If the mean grain size of diamond is between these values, however, the diamond grains 
can be excellently embedded in the matrix to be hardly dropped. Thus, the mean grain size of the diamond grains 
is preferably in this intermediate range. 

(16) The content of the diamond grains is 5 to 50 vol.%. 

No effect of dispersion of diamond can be expected if the diamond content is less than 5 vol.%. while diamond 
20 grains directly come into contact with each other in so many portions that the bonding strength of the diamond 
grains with respect to the matrix is reduced to result in easy dropping out of the diarnorid grains if the diamond con- 
tent exceeds 50 vol.%. 

(17) The binder phase content is 10 to 50 vol.%. 

The binder phase content in the composite member is preferably in the range of 10 to 50 vo!.%. in order to 
25 advance dense sintering under a low temperature for a metastable state of diamond in a short time. 

(18) The content of the diamond grains is varied in the thickness direction so that the amount of the diamond grains 
is increased toward a surface of the superhard composite member and reduced toward the other surface. 

Due to this structure, a composite member having both hardness and toughness can be obtained. The thermal 
expansion coefficient is smaller on the side containing a larger amount of diamond grains as connpared with the 
30 side containing a smaller amount of diamond grains, whereby compressive residual stress results in the former side 
so that a tough surface layer having excellent diamond holding power can be prepared. 

The diamond content can be either stepwisely or continuously varied. 

(19) The composite member is bonded onto a substrate containing at least one of WC cemented cartDtde. TiC(N) 
cermet and a metal material. 

35 The metal material can be prepared from steel or the like. A thin insert member may be inserted between the 

composite member and the metal material, for suppressing voids due to a Kirkendall effect of the metal material. A 
member having both hardness and toughness can be obtained by connecting the composite member with the 
metal material. Bonding strength between the substrate and the composite member can be improved by increasing 
the binder phase content on the bonding surface side of the composite member. In addition, compressive residual 

40 stress can be advantageously generated on the surface in relation to the thermal expansion coefficient. 

(20) The diamond grains are at least partially replaced with at least either cubic boron nitride or wurtzite boron 
nitride. 

A dense sintered body can be prepared at a low temperature in a short time within 10 minutes due to the direct 
45 resistance heating and pressurized sintering to be capable of preventing quality deterioration of CBN or the like and 
suppressing reaction on the interface, whereby a superhard composite member which is superior in characteristic to 
the prior art can be manufactured. 

Particularly in case of employing CBN. it is effective to satisfy at least one of the following conditions, for improving 
bonding power between CBN and the matrix: 

50 

[1] WC cemented carbide is employed for the matrix. 
[2] The CBN content is 5 to 50 vol.%. 

[3] Sintering is performed under thermodynamically metastable conditions with presence of a liquid phase. 
14] A binder phase allowing appearance of a liquid phase at a temperature higher than 1300**C is employed, 

55 

On the other hand, a composite material according to the present invention contains at least one hard phase 
selected from a group consisting of WC. TiC and TIN. a binder phase mainly composed of an iron family metal, and a 
plurality of diamond grains dispersed in a structure having the hard phase and the binder phase, and comprises at least 
one of the following structures: 
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(1) Such a structure that the diamond grains form no skeletons; and 

(2) such a structure that there is no part where diamond grains are directly bonded to each other. 

The composite material having the aforementioned structure includes that obtained by direct resistance heating 
5 and pressurized sintering as a matter of course, and that manufactured by another method. 

Further, the aforementioned inventive composite material is preferably employed as a cutter bit for a shield 
machine. 

In tunnel work or the like, the shiekj machine must continuously excavate portions between shafts without exchang- 
ing the cutter bit. Therefore, the cutter bit must not be chipped during excavation. In order to cope with this, considerately 

10 hard cemented carbide is employed (refer to Japanese Patent Laying-Open No. 7-269293 (1995)) or the number of 
such cutter bits is increased (refer to Japanese Patent Laying-Open No. 6-74698 (1994)). However, the hard cemented 
carbide is readily reduced in toughness, and hence chipping is unavoidable. Further, increase of the bit number leads 
to a high cost. While the distance for continuous excavation can be reduced by increasing the number of shafts, this 
leads to increase of the term of works or the cost. If the number of shafts is increased on the bottom of the sea or a 

75 river, the cost is extremely increased. 

On the other hand, the inventive superhard composite material which has both of excellent wear resistance of dia- 
mond and excellent toughness of cemented carbide can stably perform long-distance excavation, to exhibit remarkably 
excellent characteristics as a cutter bit material for a shield machine. Further, the inventive superhard conposite mate- 
rial can be manufactured at a low cost without through the conventional process employing an ultra high-pressure ves- 

20 sel. 

A superhard composite member according to still another aspect of the present invention comprises a hard phase 
mainly composed of WC. a binder phase mainly composed of Co. and a plurality of diamond grains dispersed in a struc- 
ture having the hard phase and the binder phase, and comprises all of the following factors: 

25 (1) The main crystal system of Co is f.c.c. 

(2) The member has apparent porosity satisfying the range of AOO to AOS and BOO to 808 in ISO standards. 

(3) The content of the diamond grains is 5 to 50 vol.%. 

(4) There are no parts where the diamond grains are directly bonded to each other. 

30 It has Ijeen impossit)le to manufacture a composite member of the aforementioned structure by a conventional 
method such as ultra high pressure sintering or conventional hot pressing. This is because diamond grains repeat a 
process of being dissolved in a liquid phase and re-deposited on the diamorxl grains to result in direct bonding between 
the diamond grains in the ultra high pressure sintering, which cannot satisfy the factor (4). According to the present 
invention, no such direct bonding is caused as described above, whereby excellent toughness can be exhibited by a 

35 superhard matrix containing 5 to 50 vol.% of the diamond grains (factor (3)). 

In the conventional hot pressing, on the other hand, a sintered body comprising a hard phase mainly composed of 
WC. a binder phase mainly composed of Co and a plurality of diamond grains dispersed in a structure having the hard 
phase and the binder phase is obtained by low-temperature sintering, and hence no dense sintered body can be man- 
ufactured. Thus, the apparent porosity of the factor (2) satisfying AOO to AOS and BOO to BOS in ISO standards cannot 

40 be attained. Further, the main crystal system of Co is h.cp. . and this sintered body is at an insufficient impact resistance 
level. 

Thus, a superhard composite member comprising a hard phase mainly conposed of WC. a binder phase mainly 
composed of Co and a plurality of diamond grains dispersed in a structure having the hard phase and the binder phase 
along with all of the factors (1) to (4) has superior characteristics as compared with the conventional member. While a 
45 direct resistance heating and pressurized method is preferably employed as a method of manufacturing this member, 
the present irtvention is not restricted to this method. 

A method of manufacturing the aforementioned composite member comprises the steps of mixing raw powder 
materials including diamond powder, hard phase powder and a binder phase with each other for obtaining a mixed raw 
material, and directly resistance heating the mixed raw material with application of prescribed pressure for heating the 
so mixed raw material to a prescribed temperature and sintering the same. In particular, the prescribed tenperature is 
preferably at least 1 100**C and not more than 1350*»C. and the prescribed pressure is preferatriy at least 5 MPa and not 
more thari 200 MPa. More preferably the prescribed pressure is at least 10 MPa and not more than 50 MPa. in order 
to enable employment of a low-priced graphite mold. 

Among the raw powder materials, diamond grains or the like may be provided with the aforementioned outer and/or 
55 inner coatings by well-known plating. CVD or PVD. 

In the step of mixing the raw powder materials, mechanical alloying is preferably employed. Due to employment of 
the mechanical alloying, the hard phase powder is coated with the binder phase powder, whereby the sintering property 
is improved to facilitate densif ication. 

A step of introducing the mixed raw material into a resistance heating apparatus for direct resistance heating and 
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pressurized sintering includes a step of introducing the mixed powder into the resistance heating apparatus as such as 
a matter ot course, or a step of introducing a previously pressed green compact an intermediate sintered body, or a 
laminate. In order to form a connected body of the composite member and a substrate, a composite which is prepared 
by arranging the mixed raw material on the substrate may be introduced into the resistance heating apparatus. 

5 H the sintering tenperature is lower than 1 100*C or the pressure is lower than 5 MPa in the sintering step, densifi- 

cation is hard to progress. If the mixed raw material is sintered at a temperature higher than 1350*C. on the other hand, 
the liquid phase is easy to exudate. The term "sintering temperature" indicates the temperature on a surface of a graph- 
ite mold at the time of controlling the amount of a cun-ent of a sintering apparatus. The actual sample temperature is 
conceivably higher than this temperature by 200 to 300*C. It is difficult to increase the pressure beyond 200 MPa in 

10 equipment, and this leads to a high cost. 

The sintering time is preferatily within 1 0 minutes. More preferably the sintering time is within 3 minutes. At the sin- 
tering temperature exceeding 1 100**C. the binder phase of cemented carbide is dissolved to form a liquid phase, and 
dissolves diamond which in turn is readily deposited as carbon. However, this reaction requires a long time, and hence 
transformation of diamond to cart)on can be suppressed to the utmost by setting the liquid phase formation time within 

15 10 minutes. 

In order to manufacture a composite member whose diamond content is varied in the thickness directon. a plurality 
of types of mixed raw materials having different mixing ratios of diamond powwder may be prepared in the step of obtain- 
ing the mixed raw material. These plurality of types of mixed raw materials are stacked in order of the diamond powder 
mixing ratios in the step of sintering the materials. A composite member having a composition which is stepwisely var- 

20 ied in the thickness direction can be obtained if the number of the types of the raw materials having different diamond 
powder mixing ratios is small, while a composite member having a substantially continuously varied composition can 
be obtained if the number of the types of the raw materials is large and the slacked layers are reduced in thickness. In 
order to connect the composite member having such an inclined composition onto a substrate, it is preferable to reduce 
the diamond content on the bonding surface side and to increase that on the surface side. In this case, a portion of the 

25 composite member which is close to the bonding surface may contain absolutely no diamond grains. 

The foregoing and other objects, features, aspects and advantages of the present invention will become more 
apparent from the following detailed description of the present invention when taken in corijunction with the accompa- 
nying drawings. 

30 BRIEF DESCRIPTION OF THE DRAWINGS 

Fig. 1 is an optical microphotograph showing the structure of a superhard composite member according to the 
present invention: 

Figs. 2A and 2B are optical microphotographs showing the structures of inventive and comparative hard composite 
35 members respectively; 

Fig. 3 schematically illustrates an apparatus for integrally sintering and connecting raw material powvder for a super- 
hard composite member with a steel substrate; and 

Fig. 4 schematically illustrates an apparatus having a structure different from that of Fig. 3. 
40 DESCRIPTION OF THE PREFERRED EMBODIMENTS 
(Test Example 1) 



45 



Commercially available diamond powder of 10 pm in mean grain size. WC powder of 2 pm in mean grain size. Co 
powder of 2 Mm in mean grain size. TiC powder of 1 .5 jim in mean grain size and Ni powder of 5 ^m in mean gram size 
were employed for preparing blended powder materials of samples Nos. 1 -1 to 1 -7 in ratios (volume %) shown in Table 
1 respectively, and these blended powder materials were wet-blended in a ball mill for 5 hours and thereafter dried. 



50 



55 
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Table 1 



5 



Sample No. 


Diamond 


WC 


TIC 


Co 


Ni 


Rest 


1-1 


5 


70 




20 




TaCS 


1-2 


10 


60 


3 


26 


1 




1-3 


15 


5 


50 


10 


15 


M02C5 


1-4 


25 


55 




20 






1-5 


35 


40 


5 


15 




Cr5 


1-6 


50 


10 




30 




{Ti.Ta.W)C 10 


1-7 


70 


5 




15 


5 


NbC5 



Then, each dried powder was charged in a graph'rte mold, which in turn was so energized that the programming 
rate was 250''C/min. with application of pressure of 20 MPa from above and below In a vacuum of not more than atxDut 

20 0.01 Torr. and kept at a temperature of 1 1 50''C for 2 minutes for sintering (the so-called resistance heating and pressu- 
rized sintering), and thereafter the powder was quenched. 

The obtained sintered bodies of 20 mm in diameter and 5 mm in thickness were observed, to find no cracks on the 
samples. Further, the samples were surface-ground and the ground surfaces were observed with an optical microscope 
of 200 magnifications; to find no pores on the samples. 

25 Referring to Fig. 1 . diamond grains appearing black in the structure of the sample No. 1 -7 are bonded to each other 
and held by white cemented carbide grains. Presence of diamond was confirmed by X-ray diffraction, to find that dia- 
mond grains reliably remained in all samples. 

For the purpose of comparison, a sintered txxly was prepared by a conventional method under conditions of 
1350*»C. 1 hour and keeping in a vacuum. This comparative sample and the sintered body of the sample No. 1-4 were 

30 surface-ground and mirror-polished, and thereafter the structures thereof were photographed. As clearly understood 
from Figs. 2A and 2B. deterioration conceivably resulting from graphitization is observed on the interface between dia- 
mond appearing k>tack and WC as shown in Rg. 2N. and diamond itself is damaged by aacktng etc. On the other hand, 
neither deterioration nor damage is observed on the sintered body of the sample No. 1 -4. as shown in Fig. 2A. 

35 (Test Example 2) 

A sample No. 2-1 was prepsared in the same composition as the sample No. 1 -4 of Test Example 1 except that only 
the direct resistance heating and pressurized sintering conditions were changed to a temperature of 1250*'C and a pro- 
gramming rate of 200**C/min. for generating a liquid phase and quenching the material with no keeping. The obtained 
40 sintered body was surface-ground with a grinding stone of #400. and finished into a disc of 20 mm in diameter and 5 
mm in thickness. 

This sintered body was sandblasted with SiC of 200 [im in mean grain size at 5 kg/cm^ for 30 minutes for investi- 
gating the weight reduction ratio of the sintered body, which was 0.05 %. On the other hand, the sintered body of the 
sample No. 1 -4 was similarly sandblasted, to find that its weight reduction ratio was 0.3 %. Thus, it has been proved that 
45 the sample No. 2-1 was by far superior in wear resistance. 

(Test Example 3) 

A sintered body of a sample No. 3-1 was prepared in the same composition as the sample No. T-7 of Test Example 
50 1 under conditions of a temperature of 1 600**C and pressure of 6 GPa with an ultra high-pressure vessel. 

The sintered txxSles of the samples Nos. 1-7 and 3-1 were dipped in aqua regia for dissolving Co and Ni. Conse- 
quently, the sample No. 1-7 was pulverized while the sample No. 3-1 exhibited substantially no shape change. 

This is conceivably because diamond grains were not directly bonded to each other arxJ formed no skeletons in the « 
sample No. 1 -7. while those in the sample No. 3-1 were directly bonded to each other to form skeletons under the ultra 
55 high-pressure conditions. 

(Test Example 4) 

A sintered body of a sample No. 4-1 was prepared in the same composition as the sample No. 1 -4 similarly to Test 
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Exartple 3. under conditions of a temperature of 1600*C and pressure of 6 GPa with an u»tra high-pressure vessel. 

The sintered bodies of the samples Nos^ 1 -4 and 4-1 were surtace-ground so that the ground surfaces were mirror* 
polished with diamond paste, and the polished surfaces were observed with an SEM and a TEM. 

Consequently, it has been proved that diamond grains were directly bonded to each other in the sample No. 4-1 . 
5 white no such kxinding was caused in the sample No. 1 -4. 

(Test Example 5) 

Samples Nos. 5-1 to 5-6 were prepared basically in the same composition as the sample No. 1-4 under the same 
10 sintering conditions as Test Example 2 while varying only diamond contents as shown in Tat3ie 2. Thus, the sample No. 
5-4 was identical to the sample No. 2-1 . 



Table 2 



20 



25 



Sample No. 


Diamond 


WC 


Co 


Weight 
Reduction 
Ratio 


Transverse 
Rupture 
Strength 


5-1 


0 


73.3 


26.7 


0.50% 


2.5GPa 


5-2 


5 


69.7 


25.3 


0.25% 


2.1 GPa 


5-3 


15 


62.3 


22.7 


0.18% 


1.8GPa 


5-4 


25 


55 


20 


0.05% 


I.SGPa 


5-5 


50 


36.7 


13.3 


0.21% 


O.SGPa 


5-6 


80 


14.7 


5.3 


0.43% 


0.7GPa 



30 The respective samples were sandblasted similarly to Test Example 2. Table 2 also shows the weight reduction 
ratios of the sintered bodies along with transverse rupture strength. From the results shown in Table 2. it is understood 
that superior erosion resistance is attained when the content of diamond grains is in the range of 5 to 50 vot.%. 

(Test Example 6) 

35 

Samples Nos. 5-4 and 6-1 to 6-5 were prepared in the same composition as the sample No. 1-4 under the same 
sintering conditions as Test Example 2, while varying only the mean grain sizes of diamond grains as shown in Table 3. 



45 



SO 



Sample No. 


Diamond Grain 
Size 


Weight 
Reduction 
Ratio 


Transverse 

Rupture 

Strength 


5-4 


lO^m 


0.05% 


1 .5GPa 


6-1 


30Mm 


0.03% 


1 .4GPa 


6-2 


lOOum 


0.04% 


1.2GPa 


6-3 


800Mm 


0.05% 


I.OGPa 


6-4 


1500Mm 


0.06% 


0.7GPa 


6-5 


3fjm 


0.14% 


l.8GPa* 



Table 3 also shows the weight reduction ratios and transverse rupture strength of the sintered bodies of the respec- 
tive samples which were sandblasted similarly to Test Example 2. From the results shown in Table 3. it is understood 
that particularly superior erosion resistance is attained in the sintered body having average diamond grain diameter of 
lOtolOOOM'Ti- 
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(Test Example 7) 

Sintered bodies of samples Nos. 7-1 to 7-4 were prepared by employing powder materials of compositions shown 
in Table 4 while varying only pressure to 100 MPa in the sintering conditions of Test Example 2. 

5 



Table 4 



Sample No. 


Diamond Mean 
Grain Size 20 ^m 


WC 


Co 


Ti 


Si 


Cr 


W 


2r 


Raman Spectral 
Intensity 


7-1 


30 


55 


15 












100% 


7-2 


30 


52 


15 


3 










20% 


7-3 


30 


52 


15 




1 


2 






15% 


7-4 


30 


52 


15 








2 


1 


10% 



The obtained sintered bodies were mirror-finished and the mirror surfaces were spectrally analyzed by Raman 
20 spectroscopy. Consequently, the samples Nos. 7-2 to 7-4 exhibited small peak intensities assuming that the peak inten- 
sity of a Raman line of carbon detected in the sample No. 7-1 was 100 %. Thus, it is unde'rstckxl possilile to suppress 
deposition of graphite during sintering by adding an element belonging to the group IVa. Va or Via of the periodic table 
such as Ti or Cr, or Si. 

Further, it has been confirmed by X-ray diffraction technique that TiC was deposited in the sample No. 7-2. SiC and 
25 Cr2C3 were deposited in the sample No. 7-3. and ZrC was deposited in the sample No. 7-4. It has also been confirmed 
by observation with an SEM and EDX that the deposited positions were generally observed on diamond surfaces. 

(Test Example 8) 

30 A sample No. 8-1 was prepared similarly to the sample No. 7-1 with further addition of 5 wt.% of cartoon for sinter- 
ing. When the samples Nos. 7-1 and 8-1 were mirror-polished, holes conceivably resulting from diamond grains graph- 
itized and dropped out in mirror polishing were partially observed in portions around the diamond grains in the sarrple 
No. 7-1 . On the other hand, portions around diamond grains were normal and presence of free cartoon was confirmed 
through observation with an optical microscope of 200 magnifications in the sample No. 8-1 . 

35 Further, the samples Nos. 7-1 and 8-1 were sandblasted similarly to Test Example 2. to recognize that the weight 
reduction ratio of the sample No. 7-1 was 0.04 % while the sample No. 8-1 had a small weight reduction ratio of 0.02 
%. Thus, the sample No. 8-1 was superior in erosion resistance. 

(Test Example 9) 

40 

Samples Nos. 9-1 to 9-6 having compositions shown in Table 5 were prepared under the same sintering conditions 
as Test Example 2. These samples were sandblasted similarly to Test Example 2, to observe weight reduction ratios 
shown in Table 5. From these results, it is decided that the content of an iron family metal forming a binder phase is pref- 
erat>ly in the range of 10 to 50 vol.%. 



so 



55 
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Tables 



10 



IS 



Sample No. 


Diamond Mean 
Grain Size 30 pm 


WC 


Co 


Ni 


Weight 
Reduction 
Ratio 


9-1 


30 


65 


3 


2 


0.51% 


9-2 


30 


60 


10 


0 


0.18% 


9-3 


30 


45 


20 


5 


0.05% 


9-4 


30 


30 


30 


10 


0.09% 


9-5 


30 


20 


40 


10 


0.21% 


9-6 


30 


10 


60 


0 


0.39% 



20 (Test Example 10) 

Samples Nos. 10-1 to 10-5 were prepared by employing powder materials having the same composition as the 
sample No. 1-5 In Test Example 1. heating the materials to 1200*C at a programming rate of 100**C/min.. keeping the 
same for times shown in Table 6 for performing direct resistance heating and pressurized sintering, and quenching the 
25 materials at 100**C/min. 

Table 6 also shows specific gravity values of the respective samples. Presence/absence of diamond in the sintered 
bodies was examined by X-ray diffraction technique, to observe diamond peaks in att samples. Further, the sintered 
bodies were mirror-polished and thereafter observed with an optical microscope, to find the results shown in Table 6. 
Thus, it is understood that the holding time at a temperature of at least 1 150*^0 is preferably within 10 minutes. 

30 



Table 6 



Sample No. 


Keeping Time 


Holding Time at - 
Temperature 
exceeding 1150*C 


Specific Gravity 
(g/cm^) 


Diamond 
Peak in X-Ray 
Diffraction 


Apparent Porosity 


10-1 


0 


1 min. 


9.91 


yes 


porous (B04) 


10-2 


1 min. 


2 min. 


9.99 


yes 


slightly porous 
(A04) 


10-3 


2 min. 


3 min. 


10.05 


yes 


unporous (A02) 


10-4 


7 min. 


8 min. 


10.01 


yes 


slightly porous 
(A02-A04) 


10-5 


15 min. 


16 min. 


9.88 


yes 


diamond remarka- 
bly dropped 



so (Test Example 11) 

A sample No. 11-1 was prepared under the same conditions as the sample No. 10-1 of Test Example 10 while 
employing diamond powder subjected to electroless plating of Co before sintering. Consequently, the specific gravity 
was improved to 10.05. and an apparent porosity was confirmed by observation with an optical microscope. Thus, it is 
55 understood that the sintered body can be readily densif ied by employing powder which is prepared by coating diamond 
powder with Co by plating. 
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(Test Example 12) 

Powder materials of the same compositions as the samples Nos. 10-1 to 10-5 of Test Example 10 were dry-blerxled 
in a ball mill for 24 hours. A section of the obtained powder was observed with an SEM. to confirm that diamond. WC 
5 and TiC were embedded in Co and mechanically alloyed. This powder was employed for preparing a sample No. 12-1 
under the same sintering conditions as the sample No. 10-1 . Consequently, the specific gravity was improved to 10.04. 
and annihilation of pores was confirmed by observation with an optical microscope. Thus, it has been understood that 
the sintered body is readily densified when mechanical alloying is employed for the step of mixing powder materials 
consisting of diamond. WC. TiC and Co. 

10 

(Test Exanrple 13) 

Powder materials having compositions (voL%) shown in Table 7 were pressed in layers and charged in a graphite 
mold, which in turn was supplied with a current so that the programming rate was 200*C/min. with application of pres- 

15 sure of 50 MPa from above and below and kept at a temperature of 1 200'C for 1 minute for perlbrming direct resistance 
heating and pressurized sintering, and thereafter quenched. The obtained discoidal sintered body of 50 mm in diameter 
and 20 mm in thickness was observed, to find no aacks between the layers, which were excellentiy bonded with each 
other. A section of the sintered body along ttie thickness direction was mirror-polished and its composition was ana- 
lyzed with an EPMA and an AES. to find that movement of tiie elements between the respective layers was relatively 

20 small and diffusion of the components between the layers, which was disadvantageously in the conventional sintered 
body, was suppressed. 

The inventive sintered body has excellent wear resistance due to the diamond contained in the surface layer, while 
high strengtii and toughness can be attained due to cemented carbide or steel forming the internal layer Thus, the 
inventive member can attain compatibility between tfiese characteristics, which generally conflict witii each other. Fur- 
25 ther. tills member can extremely advantageously be manufactured at a low cost without employing an ultra high-pres- 
sure vessel. 



Table 7 





Diamond 


WC 


Co 


Fe 


C 


Thickness of 
Sintered Body 
mm 


First Layer 


30 


50. 


20 






5 


Second Layer 




70 


30 






5 


Third Layer 








98 


2 


10 



40 

(Test Example 14) 

Referring to Fig. 3. each of mixed powder materials 3 having the compositions of Test Example 5 was charged on 
a spherical end surface 2 of a sted substrate 1 in a pressure heating apparatus, and sintered under the same sintering 

45 conditions as Test Example 5 so that each sintered body was sintered/bonded onto the end surface 2 of the substrate 
1 . The resistance heating apparatus shown in Fig. 3 has a heater 5 of graphite corresponding to the shape of each raw 
material powder 3 on the substrate 1 , and this heater 5 is pressed against the substrate 1 by an upper pressure ram 6. 
for heating a pressed laminate. A heat insulator 4 of Si3N4 is interposed between the heater 5 and the pressure ram 6. 
Sintering is performed by energizing tiie heater 5 by a do heat source 7. The tentperature of the heater 5 is controlled 

so by a ttiermocouple 8 of Si3N4. The bottom surface of the substrate 1 is air-cooled. The raw material powder 3 is heated 
from its surface side, so that a temperature gradient can be formed with a high ternperature on the surface side and a 
low temperature on the bonding interface. While the substrate 1 is also exposed to a high temperature in a conventional 
sintering furnace, the resistance heating apparatus shown In Fig. 3 can suppress temperature rise of tiie substrate 1. 
for preventing annealing of quenched steel (substrate) 

55 The charged mixed powder 3 may be prepared from only a single layer of the sample No. 5-4 of Test Example 5. 
or formed in a multilayer structure as shown in Fig. 3 so that the layer which is in contact with the end surface 2. the next 
layer and the outermost layer are formed by ttie samples Nos. 5-2. 5-3 and 5-4 respectively. In the case of ttie multilayer 
structijre. it is possible to obtain a composite member in such a structure that the outermost layer has high hardness 
and the remaining layers have high toughness- A sintered body of such a multilayer structure was connected with a sub- 
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strate in the aforementioned apparatus, whereby the substrate and the sintered body were in excellent connection in 
addition to bondability of the respective layers. 

According to the present invention, a raw material member 3 and a substrate 1 may be arranged in a carbon outer 
frame 9 as shown in Rg. 4, so that direct resistance heating and pressurized sintering is made while applying pressure 
5 by upper and lower punches 10 and 1 1 and feeding a pulse current by a pulse source 12. The temperature is controlled 
by a thermocouple 8. 

(Test Example 15) 

10 A surface (V surfaceA/ section) of the sample No. 1 -4 of Test Example 1 vertical with respect to a pressure axis and 
a surface (H surface/H section) horizontal with respect to the pressure axis were subjected to X-ray diffraction through 
a Cu-Ka line. 

Assuming that V(001) and V(101) represern peak strength values of (001) and (101) planes on the V section 
respectively and H(001) and H(101) represent peak strength values of the (001) and (101) planes on the H section 
IS respectively. Tattle 8 shows values of V(001)A/(101) and H(001)/H(101) in the aforementioned case respectively. 



Tables 



Sample No. 


V(001) 
V(101) 


H(001) 
H(101) 


Mean Crystal Grain 
Size of WC (^m) 


Flank Wear (mm) 


1-4 


0.26 


0.38 


0.3 


chipped in 3 min. 41 
sec. 


15-1 


0.48 


0.47 


1.5 


chipped in 2 min. 39 
sec. 


15-2 


0.50 


0.42 


0.3 


0.40 


15-3 


0.55 


0.38 


0.3 


0.37 


15-4 


0.59 


0.37 


0.3 


0.32 


15-5 


0.63 


0.35 


0.3 


0.25 



35 Further, a sample No. 15-5 was prepared in the same coniposition as tiie sample No, 1-4 under conditions similar 
to those in Test Example 3 except that the mean grain size of WC was changed to 0.25 m^. with employment of an ultra 
high-pressure vessel, and subjected to X-ray diffraction. In addition, samples Nos. 15-2, 15-3 and 15-4 were prepared 
from the same powder materials as the sample No. 15-1 in the method of Test Example 1 with a keeping time of 2 min- 
utes while setting only the sintering temperatures at 1200**C. 1250**C and 1300'='C respectively, and a sample No. 15-5 

40 was prepared at a sintering temperature of 1300*'C for a keeping time of 10 minutes, to be similarly subjected to X-ray 
diffraction. Table 8 also shows tiie results of these samples, along with the mean grain sizes of WC in the respective 
samples. 

The sintered bodies prepared in the aforementioned manner were worked into shapes of ISO No. RNGN1 20400 
so that V and H surfaces defined rake faces and flanks respectively, and cutting edges were chamfered by 0.2 x - 25** 
4S for cutting granite workpieces under the following cutting conditions: 

Cutting Speed: 50 m/min. 
Feed Rate: 0.2 mm/rev. 
Depth of Cut: 1 .0 mm 
so Cutting Oil: not used 

Table 8 also shows flank wear widths after working for 5 minutes. From the results shown in Table 8. it is understood 
that the samples Nos. 15-2. 15-3. 15-4 and 15-5 exhibited superior wear resistance to the sample 15-1 exhibiting no 
orientation to a specific direction. 
55 The samples 15-2. 15-3. 15-4 and 15-5 having the values V(001)A/(101) of at least 0.5 and the values 
H(001)/H(101) of not more than 0.45 exhibited particularly excellent cutting performance. This is conceivably because 
the (001) planes exhibiting the maximum hardness in WC crystals were preferentially grown in the rake face directions 
in these samples and hence it was possible to suppress flaking (chipping on tiie rake faces), which is easily caused in 
case of cutting a hard rock. • 
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(Test Example 16) 

Sintered bodies were prepared from raw powder materials of the same composition as the sample No. l -l of Test 
Example 1 under conditions similar to those in Test Example 1 . except that the sintering was made at temperatures of 
1000*C. 1100**C. 1200**C and 1300*'C respectively. Rakes faces of these sintered bodies were lapped and pres- 
ence/absence of pores in WC-Co phases was observed with an optical microscope of 200 magnifications. The results 
of the observation were classified in the range of AOO to 808 on the basis of ISO standards. Table 9 shows the results, 
along with transverse rupture strength of the respective sintered bodies. 

In order to confirm actual temperatures of the respective samples during keeping, a graphite mold was perforated 
for allowing provision of a thermocouple in contact with the samples, and the actual sintering temperatures were meas- 
ured by providing a sheathed PR thermocouple. Table 9 also shows the results. 



Table 9 



Sample No. 


Sintering 
Temperature 


Actual Sintering 
Terrperature 


Apparent Porosity 


Transverse 
Rupture 
Strength (GPa) 


16-1 


1000 


1180 


more porous than B08 


1-3 


16-2 


1100 


1295 


AOS. B06 


1.5 


16-3 


1200 


1390 


A04. BOO 


1.9 


16-4 


1300 


1510 


A02. BOO 


2.1 



As shown in Table 9. it has been possible to confirm that the samples Nos. 16-3 and 16-4 containing type A pores 
in the range up to A04 with no type B pores were particularly dense and exhibited excellent characteristics. According 
to this test, the controlled sintering temperatures is lower about 200*»C than actual sintering temperatures. It is conceiv- 
at»le that this difference is varied with the employed graphite mold and the sizes of the samples. 

(Test Example 17) 

Sintered bodies of samples Nos. 17-1. 17-5 and 17-10 were prepared to be 30 mm square with thicknesses of 5 
mm by employing powder materials having the compositions of the samples Nos. 1-1.1-3 and 1-5 shown in Table 1. 
feeding a current to a graphite mold in a vacuum of 0.005 Torr under 40 MPa so that the programming rate was 
aoO^'C/min.. keeping the graphite mold at 1150**C for 1 minute for direct resistance heating and pressurized sintering, 
and then quenching the same. On the other hand, sintered bodies of samples Nos. 17-2 to 1 7-4. 1 7-6 to 1 7-9 and 17- 
1 1 were prepared by employing raw powder materials of the same compositions as the above while coating only dia- 
mond grains wHh metals such as Ir. Os. Pt. Re. Rh. Cr. Mo. W and the like by electroplating in thicknesses of about 5 
Mm. The sample No. 17-7 had two coating layers consisting of outer and inner layers of W and Or respectively on the 
diamond surface. 

The sintered bodies prepared, in the aforementioned manner were surface-ground with a grinding stone of #250. 
and sandblasted under pressure of 10 kg/cm^ for 60 minutes, similarly to Test Example 2. 
Table 10 shows the weight reduction ratios in this test. 
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Table 10 



10 



15 



20 



Sample No. 


Raw Material 

v^urnpu9uiun 


Coating Layer (^m) 


Weight 
Ratio (%) 


Transverse 
Strength (GPa) 


17-1 


No. 1 


no 


0.61 


2.0 


17-2 


No. 1 


R2 


0.36 


2.3 


17-3 


No. 1 


Rh3 


0.21 


2.4 


17-4 


No. 1 


CrS 


0.28 


2.2 


17-5 


No. 3 


no 


0.46 


1.7 


17-6 


No. 3 


Mo 10 


0.35 


1.9 






outer layer inner layer 






17-7 


No. 3 


W3-Cr2 


0.31 


2.0 


17-8 


No. 3 


Re 2 


0.23 


2.3 


17-9 


No. 3 


IrS 


0.25 . . 


2.2 


17-10 


No. 5 


no 


0.23 


1.4 


17-11 


No. 5 


Os3 


0.11 


1.8 


17-12 


No. 5 


ri3 


0.31 


1.9 


17-13 


No. 5 


ZrS 


0.28 


1.5 


17-14 


No. 5 


VS 


0.29 


1.5 



Consequently, it was possible to confirm that the weight reduction ratios were reduced to improve wear resistance 
in the samples employing diamond grains coated with the metals such as Ir. Os. Pt. Re. Cr. Mo, W and the like as com- 
pared with the samples not coated with such metals. To our surprise, it has also been proved that transverse rupture 

35 strength of a sintered body employing diamond grains having metal coatings is improved. 

For the purpose of comparison, samples Nos. 1 7- 1 2 to 1 7- 1 4 were prepared by coating diamond grains with Ti and 
Zr. In each of these samples, however, wear resistance was reduced as compared with the sample No. 17-10 having 
no coating. It is conceivatjie that such performance difference in wear resistance between the different types of coated 
metals depends on whether or not diamond can be protected against attack by a liquid phase formed in the sintering 

40 step. In other words, it is conceivable that the coating metal forms a solid phase in formation of a liquid phase to be 
capable of preventing the diamond from coming into contact with the liquid phase. 

(Test Example 18) 

45 Sintered bodies of samples Nos. 18-3 and 18-7 were prepared by forming Co and Ni coating layers of 10 Mm and 
20 Jim in thickness between the sintered txxJies of the samples Nos. 17-3 and 17-7 of Test Example 17. the diamond 
grains of these samples and outer coatings of Rh and W/Cr respectively by electroplating. Tatjie 1 1 shows Charpy 
impact values of these samples. 



55 
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Table 11 



Sample No. 


Charpy Impact 
Value (MPa*m) 


17-3 


0.051 


17-7 


0.062 


18-3 


0.064 


18-7 


0.077 



75 It is understood from Table 1 1 that the Charpy impact values were improved by forming the Co and Ni coating layers 
between the diamond grains and the outer coatings. The inventive diamorxj-dispersed supertiard composite member is 
deteriorated in impact strength as compared with a simple superhard member due to the dispersion of diamond, and 
readily chipped when the same is applied to a rock bit or the like, for example. However, the impact strength can be 
improved by forming Co and Ni coating layers. 

20 Presence/absence of other metal elements in the outer coatings of the sanples Nos. 17-1 to 17-14. 18-3 and 18- 
7 was investigated by Auger electron spectroscopy, to prove that W. Co and Ni were diffused in the outer coatings along 
with Ti only in the samples Nos. 1 7-5 to 1 7- 1 4 and 1 8-7. It is conceivable that holding power for the diamond grains was 
improved by these diffused elements. 



25 (Test Example 19) 

Six types of press powder materials having different blending ratios were prepared from WC powder A of 5 jim in 
mean grain size. WC powder B of 2 iim in mean grain size. WC powder C of 0.5 pm in mean grain size, 20 voL% of Co 
powder of 2 pm in mean grain size, and 5 vol.% of diamond powder of 100 in mean grain size. These powder mate- 
30 rials were subjected to direct resistance heating and pressurized sintering at a programming rate of 100**C/min. arxJ a 
sintering temperature of 1200°C for a keeping time of 1 minute, and thereafter quenched for obtaining sintered bodies 
of samples Nos. 19-1 to 19-6. Structure photographs of the sintered bodies taken in 5000 magnifications were binarized 
for thereafter measuring grain size distributions of WC through an image analyzer. Further, these sintered bodies were 
subjected to a Charpy impact test and a three-point bending test with a span of 20 mm. Table 12 shows the results. 



Table 12 



Sample No. 


Abundance Raio 

of WC Grains 
Larger than 3 urn 
(%) 


Atxjndance Ratio 
of WC Grains of 1 
to 3 pm (%) 


AburKlance Ratio 
of WC Grains 
Smaller than 1 
Mm (%) 


Charpy Impact 
Value (MPa-m) 


Transverse 
Rupture 
Strength (GPa) 


19-1 


17 


21 


62 


0.051 


2.8 


19-2 


43 


17 


40 


0.056 


2.5 


19-3 


52 


41 


7 


0.064 


1.7 


19-4 


78 


17 


5 


0.068 


1.5 


19-5 


65 


23 


12 


0.067 


2.2 


19-6 


63 


5 


32 


0.065 


2.6 



As shown in Table 12, the Charpy impact values of the samples Nos. 19-3 to 19-6 having abundance ratios of WC 
55 grains having sizes larger than 3 pm in excess of 50 % were relatively higher than those of the remaining samples, and 
these samples are conceivably suitable for application requiring impact resistance. Further, it has been possible to con- 
firm that the samples Nos. 1 9-5 and 1 9-6 having the abundance ratios of the WC grains having sizes smaller than 1 pm 
within the range of 10 to 35 % exhibited excellent values as to transverse rupture strength, and had excellent perform- 
ance balance. 
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(Test Example 20) 

Sintered bodies of samples Nos. 20-1 to 20-9 were prepared under the same conditions as Test Example 19 except 
that the grain sizes of the WC and diamond powder materials were different. The diamond and Co contents were fixed 
5 at 30 vol.% and 15 vol.% respectively. These sintered bodies were subjected to a cutting test under cutting conditions 
similar to those in Test Example 15. Table 13 shows abrasion loss values. 



Table 13 



IS 



20 



Sanrple No. 


Mean Grain 
Size of WC 
(Mm) 


A/lean Grain Size of 
Diamond (Mm) 


Flank Wear 
(mm) 


20-1 


5-6 


50 


0.48 


20-2 


2.6 


50 


: 0.33 


20-3 


0.8 


50 


0.15 


20-4 


5.6 


8.5 


0.41 


20-5 


2.6 


8.5 


0.22 


20-6 


0.8 


8.5 


0.13 


20-7 


5.6 


2.7 


0.38 


20-8 


2.6 


2.7 


0.15 


20-9 


0.8 


2.7 


0.09 



It is understood from Table 13 that the sintered bodies having WC mean grain sizes of not more than 3 pm. partic- 
ularly not more than 1 jjm. are superior in wear resistance, and the sintered bodies having diamond mean gram sizes 
of not more than 10 are further superior in wear resistance. Thus, it is understood preferable that the mean gram 
sizes of WC and diamond are not more than 1 pm and not more than 10 nm respectively. 

(Test Example 21) 

Samples Nos. 21 -1 to 21 -7 were prepared by partially or entirely replacing the diamond of the samples Nos. 1 -1 to 
1-7 with CBN or WBN of 5 Mm or 10 Mm in mean grain size under the same conditions, for forming sintered bodies of 
20 mm in diameter and 5 mm in thickness. 



45 



SO 



Sample No. 


CBN vol% 


WBN 


Diamond 


WC 


TiC 


Co 


Ni 


Rest 


21-1 


5 


0 


0 


70 




20 




TaC5 


21-2 


5 


5 


0 


60 


3 


26 


1 




21-3 


0 


10 


5 


5 


50 


10 


15 


M02C 5 


21-4 


25 


0 


0 


55 




20 






21-5 


30 


0 


5 


40 


5 


15 




Cr5 


21-6 


30 


10 


10 


10 




30.^ 




(Ti.Ta.W)Cl0 


21-7 


0 


70 


0 


5 




15 


5 


NbC 5 



These sintered bodies were surface-grind with a diamond grindstone of #250. lapped and thereafter observed with 
an optical microscope. Consequently, neither cracking nor dropping out of CBN grains was observed in any sample, but 
dense sintered bodies were obtained. 



17 



EP0774 527A2 



(Test Example 22) 

The samples Nos. 1 -1 to 1 -7. 3-1 and 4*1 of Test Examples 1 . 3 and 4 and samples Nos. 22-1 and 22-2 prepared 
from raw materials of the same compositions as the samples Nos. 3-1 and 4-1 by enploying an external heating type 
5 hot press under conditions of a temperature of 1000**C. pressure of 30 MPa and a keeping time of 1 hour were surface- 
ground, the ground surfaces were mirror -polished with diamond paste, thereafter the samples were observed with an 
SEM. WC was subjected to selective electrolytic etching, and thereafter the samples were subjected to X-ray diffraction, 
for measurement of items shown in Table 15. Table 15 also shows the results of the measurement 
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Further, the sintered bodies of the aforementioned samples were subjected to a cutting test for sandstone work- 
pieces under the following conditions, for measurement of abrasion loss values. As to those of the samples chipped dur- 
ing cutting. Table 16 shows times up to such chipping. Table 16 also shows Charpy impact values. The cutting 
conditions were a cutting speed of 100 m/min.. a feed rate of 0.2 mm/rev., a depth of cut of 0.3 mm, a time of 5 minutes. 
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and a dry type. From the results shown in Tat)le 16. it is understood that the superhard composite members of the sam- 
ples Nos. 1-1, 1-2. 1-4. 1-5 and 1-6 each comprising a hard phase mainly composed of WC. a binder phase mainly 
composed of Co. and a plurality of diamond grains dispersed in a structure having the hard phase and the binder phase 
and satisfying all of the factors (1) the main crystal system of Co is fx.c.: (2) the memt>er has apparent porosity satis- 
5 tying the range of AOO to AOS and BOO to BOS in ISO standards; (3) the content of the diamond grains is 5 to 50 vo).%; 
and (4) there are no parts where the diamond grains are directly t)onded to each other have superior performance as 
compared with the samples Nos. 1-3. 1-7. 3-1 . 4-1 . 22-1 and 22-2 not satisfying the aforementioned conditions. 



Table 16 



Sample No. 


Abrasion Loss (mm) 


Charpy Impact 
Value (MPa • m) 


Preferable 
Sample 


1-1 


0.79 


0.045 


O 


1-2 


0.58 


0.04S 


O 


1-3 


chipped in 2 min. 15 sec. 


0.027 




1-4 


0.46 


0.039 


o 


1-5 


0.34 


0.035 


o 


1-6 


0.29 


0.043 


o- 


1-7 


chipped in 1 min. 37 sec. 


0.02S 




3-1 


chipped in 54 sec. 


0.021 




4-1 


chipped in 1 min. 49 sec. 


0.029 




22-1 


chipped in 25 sec. 


0.017 




22-2 


chipped in 42 sec. 


0.024 





30 

According to the present invention, as hereinabove described, it is possible to obtain a strong superhard member 
strongly dispersing/holding diamond grains which is remarkably excellent in hardness and vyear resistance by 
cemented carbide or cermet having high strength and toughness without employing an ultra high-pressure vessel. 
35 Therefore, the inventive member can be applied to a mine civil engineering tool such as a casing bit. an earth auger 
bit. a shield cutter bit or the like, a cutting tool such as a tip for working wood, metal or resin, a bearing for a machine 
tool, a wear-resistant material such as a nozzle, a plastic working tool such as a wire drawing die, a grinding tool or the 
like. 

According to the inventive method, it is possifcrfe to obtain a dense superhard composite member which is excellent 
40 in hardness and wear resistance by performing sintering in a short time. Further, the temperature rising time, the keep- 
ing time and the cooling time can be shortened, whereby further cost reduction can be expected as compared with the 
prior art. 

Although the present invention has been described and illustrated in detail, it is clearly understood that the same is 
by way of illustration and example only and is not to be taken by way of limitation, the spirit and scope of the present 
45 invention being limited only by the terms of the appended claims. 

Claims 

1 . A superhard composite member comprising: 

50 

a hard phase consisting of a material containing at least one element sejected from a group of WC. TiC. TIN 
and Ti(C.N); 

a binder phase being mainly composed of an iron family metal; and 

a plurality of diamond grains being dispersed in a structure having said hard phase and said binder phase. 
55 said hard phase, said binder phase and said diamond grains being formed by direct resistance heating and 

pressurized sintering. 

2. The superhard composite member in accordance with daim 1. wherein said hard phase is WC, and said binder 
phase is Co. 
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3. The superhard composite member in accordance with daim 1 , being obtained by performing said direct resistance 
heating and pressurized sintering under such conditions that cfiamond is thermodynamicaliy metastable and a liq- 
uid phase is present. 

4. The superhard composite member in accordance with daim 3. wherein said binder phase contains Co. 

the main crystal system of said Co being f .c.c. 

5. The superhard composite member in accordance with daim 3. having apparent porosity satisfying the range of AGO 
to AOS and BOO to B08 in ISO standards. 

6. The superhard composite member in accordance with daim 3. wherein a temperature allowing appearance of said 
liquid phase is higher than 1300^C. 

7. The superhard composite member in accordance with claim 3. wherein each said diamond grain comprises an 
outer coating consisting of at least one metal being selected from a group consisting of Ir, Os. Pt. Re. Rh. Cr, Mo 
andW. 

8. The superhard composite member in accordance with daim 7. wherein an inner coating consisting of at least one 
metal being selected from Co and Ni is provided between said outer coating and each said diamond grain. 

9. The superhard composite member in accordance with claim 7. having such a structure that at least one element 
being selected from a group consisting of W. Ti. Co and Ni is diffused in said outer coating. 

10. The superhard composite member in accordance with claim 2. containing WC crystals being larger than 3 i" 
grain size at least 50 % of all WC crystals in area ratio in an arbitrary aoss sectional structure. 

1 1 . The superhard composite member in accordance with claim 2. containing WC crystals being smaller than 1 jim in 
grain size at least 10 to 35 % of all WC crystals in area ratio in an arbitrary sectional structure. 

12. The superhard composite member in accordance with claim 2. wherein the mean grain size of said WC is smaller 
than 1 nm. 

13. The superhard composite member in accordance with claim 2. wherein the mean grain size of said WC is smaller 
than 3 ^m. and the mean grain size of said diamond grains is smaller than 10 ^m. 

14. The superhard composite member in accordance with claim 2. having a section where (001) planes of WC crystals 
are particularly developed. 

15. The superhard composite member in accordance with daim 14, wherein V(001)/V(101) is larger than 0.5 and 
H(001)/H(101) is smaller than 0.45 assuming that V(001) and V(101) represent peak strength values of (001) and 
(101) planes of said WC crystals by X-ray diffraction technique on a section being vertical with respect to a pres- 
sure axis for said direct resistance heating and pressurized sintering respectively and H(001) and H(101) represent 
peak strength values of said (001 ) and ( 1 0 1 ) planes of said WC crystals by X-ray diffraction technique on a section 
being horizontal with respect to said pressure axis respectively. 

16. The superhard composite member in accordance with claim 1 , wherein free carbon is present in the interior. 

17. The supertiard composite member in accordance with claim 1 . wherein at least one element being selected from 
carbides of elements belonging to the groups IVa. Va and Via of the periodic table and SiC is deposited on at least 
a part of the interface between said hard phase and said diamond grains. 

18. The superhard composite member in accordance with claim 1 . wherein the mean grain size of said diamond grains 
is 10 to 1000 Mm. 

19. The superhard composite member in accordance with claim 1 . wherein the content of said diamond grains is 5 to 
50 vol.%. 

20. The superhard composite member in accordance with claim 1 . wherein the content of said binder phase is 10 to 50 
vol.%. 
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21 . The superhard composite member in accordance with claim 1 . wherein the content of said diamond grains is varied 
in the thickness direction to be increased toward a surface of said superhard composite member and reduced 
toward the other surface. 

5 22. The superhard composite member in accordance with claim 1 . being connected onto a substrate containing at least 
any one of WC cemented carbide. TiC(N) cermet and a metal material. 

23. The superhard composite memb^ in accordance with claim 1 , wherein said diamond grains are at least partially 
replaced with at least any one of cubic boron nitride and wurtzite boron nitride. 

10 

24. A superhard composite material comprising: 

a hard phase consisting of a material containing at least one element being selected from a group consisting 
of WC. TiC. TiN and ri(C.N); 
75 a binder phase being mainly composed of an iron family metal; and 

a plurality of diamond grains being dispersed in a structure having said hard phase and said tender phase, 
said plurality of diamond grains have at least either a structure forming no skeletons or a structure being pro- 
vided with no parts where said diamond grains are directly bonded to each other. 

20 25. The superhard composite material in accordance with claim 2, being employed as a cutter bit for a shield machine. 

26. A superhard composite member comprising a hard phase being mainly composed of WC. a binder phase being 
mainly composed of Co. and a plurality of dianrK3nd grains being dispersed in a structure having said hard phase 
and said binder phase. 

the main crystal system of said Co being f.c.c. said superhard composite member containing at least 5 
vol.% and not more than 50 vol.% of said diamond grains with no parts where said diamond grains are directly 
bonded to each other. 

said superhard composite member having apparent porosity satisfying the range of AOO to AOS and BOO to 
BOS in ISO standards. 

27. A method of manufacturing a superhard composite member comprising the steps of: 

mixing raw powder materials including diamond powder, hard phase powder and binder phase powder with 
each other for obtaining a mixed raw material; and 
35 directly resistance heating said mixed raw material with application of prescribed pressure for heating said 

mixed raw material to a prescribed temperature and sintering the same. 

28. The method of manufacturing a superhard composite member in accordance with claim 27. wherein said pre- 
scribed temperature is at least 1 lOO^C and not more than 1350°C. and said prescribed pressure is at least 5 MPa 

40 and not more than 200 MPa. 

29. The method of manufacturing a superhard Composite member in accordance with claim 27. wherein said step of 
obtaining said mixed raw material has a step of coating at least any one of said diamond powder and said hard 
phase powder with at least either Co or Ni. 

45 

30. The method of manufacturing a superhard composite member In accordance with claim 27, wherein said step of 
obtaining said mixed raw material has a step of coating said diamond powder with at least one metal being selected 
from a group consisting of Ir. Os. Pt, Re. Rh. Cr. Mo and W. 

so 31. The method of manufacturing a superhard composite member in accordance with claim 27. wherein said raw pow- 
der materials further include at least one metal being selected from elements belonging to the groups IVa. Va and 
Via of the periodic table and Si. 

32. The method of manufacturing a superhard composite member in accordance with claim 27, wherein mechanical 
55 alloying is employed in said step of mixing said raw powder materials. 

33. The method of manufacturing a superhard composite member in accordance with claim 27. wherein the time for 
said sintering is within 10 minutes. 
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34. The method of manufacturing a superhard composite member in accordance with claim 27. wherein said sintering 
IS performed while allowing appearance of a liquid phase. 

35. The method of manufacturing a superhard composite member in accordance with datm 27. wherein. said step of 
obtaining said mixed raw material has a step of ot>tatning a plurality of types of mixed raw materials having different 
mixing ratios of said diamond powder. 

said plurality of types of mixed raw materials being arranged in order of said mixing ratios of said diamond 
powder and sintered in said sintering step, thereby varying the content of diamond grains in the thickness direction. 

36. The method of manufacturing a superhard composite member in accordance with claim 27, wherein said sintering 
step has a step of arranging said mixed raw material on a substrate (1). heating a composite body of said mixed 
raw material and said substrate by resistance heating and sintering said mixed raw material thereby obtaining a sin- 
tered body white sInteringAdonding said sintered body onto said substrate. 

37. The method of manufacturing a superhard composite member in accordance with claim 36. wherein said step of 
otitaining said mixed raw material has a step of obtaining a plurality of types off mixed raw materials having different 
mixing ratios of said diamond powder. 

said plurality of types of mixed raw materials being arranged on said substrate (1) in order of said mixing 
ratios of said diamond powder and sintered in said sintering step, thereby varying the content of diamond grains in 
the thickness direction. 

38. The method of manufacturing a superhard connposite member in accordance with daim 27, wherein said diamond 
powder are at least partially replaced with at least any one cut)ic boron nitrkje and wurtzite t>oron nitride. 
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FIG. 1 
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FIG. 2A 
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FIG. 4 
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